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(57) ABSTRACT

A polymeric material with a variable modulus of elasticity is
described herein. The polymeric material described herein is
useful for forming implantable medical devices (e.g. oph-
thalmic lenses, breast implants, and body augmentation
devices). In addition, medical devices formed from the poly-
mer material can be used to controllably release a therapeutic
agent. Also, the polymeric material may be used to prepare
topical compositions or other applications or devices where
control of a mechanical property such as material modulus is
important.
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1
SILICONE CONTAINING POLYMERIC
MATERIALS

RELATED APPLICATIONS

This application is a continuation-in-part application of
U.S. patent application Ser. No. 11/963,351, entitled “Sili-
cone Containing Polymeric Materials™, filed Dec. 21, 2007.

FIELD OF THE INVENTION

Disclosed herein are polymeric materials having an aver-
age of more than two terminal vinyl groups.

BACKGROUND OF THE INVENTION

The use of polymeric materials for medical devices is an
area where vast improvements in polymeric materials have
evolved and are still evolving. Physical properties of these
polymers can be fine tuned for use in different environments
or to behave in a predictable manner. Polymers for use in
fabricating IOLs need to be adapted allowing for smaller
incisions during implantation.

In addition to polymers with physical properties adapted
for use in the optic region, polymeric material can be adapted
for various applications elsewhere. Various medical devices
other than optic implants can incorporate elastomeric poly-
meric material, for example, implantable medical device
coatings, breast implants, prosthetic joins and other body
augmentation implants. These types of applications each
require polymeric material that may be vastly different from
another. The ability of a skilled artisan is necessary to fine
tune the physical properties of the polymers.

In addition to medical devices and medical device coatings,
polymeric material can be incorporated into topical formula-
tions. A low degree of polymerization can be used, for
example, to form a more liquid polymeric material which can
be useful in such formulations as eye drops or hair sprays.
Increasing the degree of polymerization can cause the poly-
mer to become more viscous wherein the polymer may be
useful in skin creams or lotions. The degree of polymerization
can be tailored for the appropriate application and various
other variations are possible.

Inthe area of ophthalmic devices, IOLs have been designed
for ever smaller incisions in the eye. Elastomeric IOLs are
typically implanted using inserters to roll or fold the IOL,
insert the IOL into the capsular sac, and then allow the IOL to
unfold once inside. Occasionally, the fold of the IOL before
insertion may result in permanent deformation, which
adversely affected the implant’s optical qualities. Further,
while foldable IOLs have eliminated the need for the large
incision, foldable IOLs are not without drawbacks. In particu-
lar, both non-deformable and foldable IOLs are susceptible to
mechanical dislocation resulting in damage to the corneal
endothelium.

Another approach to small incision IOL implantation uses
an elastomeric polymer that becomes pliable when heated to
body temperature or slightly above. Specifically, the IOL is
made pliable and is deformed along at least one axis, reducing
its size for subsequent insertion through a small incision. The
IOL is then cooled to retain the modified shape. The cooled
IOL is inserted into the capsular sac and the natural body
temperature warms the IOL at which point it returns to its
original shape. The primary drawback to this type of thermo-
plastic IOL is the limited number of polymers that meet the
exacting needs of this approach. Most polymers are com-
posed of polymethylacyrlate which have solid-elastomeric
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transition temperatures above 100° C. Modifications of the
polymer substrate require the use of plasticizers that may
eventually leach into the eye causing harmful effects.

Dehydrated hydrogels have also been used with small inci-
sion techniques. Hydrogel IOLs are dehydrated before inser-
tion and naturally rehydrated once inside the capsular sac.
However, once fully rehydrated the polymer structure is noto-
riously weak due to the large amount of water absorbed. The
typical dehydrated hydrogel’s diameter will expand from 3
mm to 6 mm resulting in an IOL that is 85% water. At this
water concentration the refractive index (RI) drops to about
1.36, which is unacceptable for an IOL since lower RI mate-
rials require the optic to be thicker to achieve a given optical
power.

Modern acrylate IOLs generally possess excellent
mechanical properties such as foldability, tear resistance and
physical strength. Acrylate IOLs also are known to possess
desriable optical properties (transparency, high refractive
index, etc.) and biocompatibility. While pure acrylic IOLs
have desirable mechanical, optical and biological properties,
they may have unacceptable molecular response times such
that the folded or compacted IOL may not unfold as quickly
as desired. A pure acrylate IOL fabricated to have a relatively
fast molecular response time may be extremely tacky and lack
the desired mechanical strength. In this case, the resulting
IOL may tear and/or the resulting self-tack can unfolding
difficult.

Pure silicone I0OLs generally possess excellent mechani-
cal, optical and biological properties similar to pure acrylate
IOLs. Unlike acrylic IOLs, silicone IOLs generally possess
faster molecular response times. In fact, the silicone IOLs
may be so responsive that when folded small enough to be
inserted through a 3 mm or smaller incision, the stored energy
can cause the IOL to unfold more quickly than desired.

There is a need for a polymeric material with a molecular
response time which makes it suitable for use near fragile
body tissues, such as within the eye of a subject. There is also
a need for ophthalmic devices in which one polymeric mate-
rial is useful for both low modulus and high modulus ele-
ments of a single device to, inter alia, simplify the multi-part
polymeric article manufacturing process and create better
integrated multi-part polymeric articles in which the various
elements of the device have a common value of a property
such as a refractive index, but a different value of another
property such as modulus, tensile strength, resiliency, or the
like.

SUMMARY OF THE INVENTION

The problems associated with previous polymer materials
are solved by providing materials that have an average of
more than two vinyl terminations. Moduli may be selected by
adjusting hydride to vinyl ratio, varying the number of vinyl
terminations on the silicone fluid, varying the number of vinyl
pendent groups on the silicone fluids, and/or the amount of
catalyst. Low modulus polymers prepared as described herein
also are ideal starting materials for many products implant-
able in patients (e.g., IOLs, augmentation implants). In addi-
tion, polymers with capable of different degrees of polymer-
ization are described. Polymers with a low degree of
polymerization can be useful for pharmaceutical composi-
tions (eg. contact lens solutions), while polymers with a
medium degree of polymerization can be useful for topical
compositions (eg. hairspray, skin lotions, skin creams) are
described. Polymers as described herein can also be used to
controllably release a bioactive agent. Embodiments of the
present invention may also be utilized in other applications
where control of a mechanical property such as material
modulus is important.

In one embodiment, a polymer comprising a plurality of
monomers has a general structure of formula 1,
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Formula 1

RE

id

wherein the sum of m and n is x, X ranges from 0 to about
12000, y ranges from 0 to about 500, and z ranges from O to
about 500, the sum of x, y, and z is at least 1, R*-R® are each
independently CH;, C;Hs or CH—CH,, if m is greater than
zero, at least one of R* or R® is CH=CH,,, and wherein more
than two of R', R?, R?, RS, R7 or R® are CH—=CH,,. In another
embodiment, the monomers comprise at least one pendent
vinyl group. In another embodiment, the monomers comprise

H,C
: \CH

H,C=CH—Si—O0
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Si—RS
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an average of 3 or more vinyl terminations. In another
embodiment, the polymer is capable of controlled release of
an active agent.

Molar Ratios. In the above example, the molar ratio of
m+n+y+7=1; m=about 0 to about 0.01; n=about 0.6 to about
0.9; y=about 0.07 to 0.55; and z=about 0.0 to about 0.9.

In one embodiment, the polymer has a general structure of
formula 2.

Formula 2

e

~CH
mc?

40

45

Si—CH=CH,

Hc
Sen,

Ti—O
/ \ b
v

wherein the sum of m and n is X, X ranges from 0 to about
12000, y ranges from 0 to about 500, and z ranges from O to
about 500, the sum of X, y, and z is at least 1, if m is greater
than zero, and at least one of R* or R*> must be CH—CH,.

Molar Ratios. In the above example, the molar ratio of
m+n+y+7=1; m=about 0 to about 0.01; n=about 0.6 to about
0.9; y=about 0.07 to 0.55; and z=about 0.0 to about 0.9.

In one embodiment, an ocular lens is described which
comprises a polymer having a general structure of formula 1,

Formula 1

R3

65

[ T}“ i
Tl ?1—R8
\ CH; / R’
zZ

wherein the sum of m and n is X, X ranges from 0 to about
12000, y ranges from 0 to about 500, and z ranges from O to
about 500, the sum of x, y, and z is at least 1, R'-R® are each
independently CH;, C;Hs or CH—CH,, if m is greater than
zero, at least one of R* or R® must be CH—=CH.,,, and wherein



US 9,156,949 B2

5
more than two of R', R?, R* RS R, or R® are CH—=CH..
Herein, the polymer can comprise at least one pendent vinyl
group. In one embodiment, the polymer is a hexavinyl termi-
nated silicone fluid.

Molar Ratios. In the above example, the molar ratio of
m+n+y+7=1; m=about 0 to about 0.01; n=about 0.6 to about
0.9; y=about 0.07 to 0.55; and z=about 0.0 to about 0.9.

In one embodiment, the ocular lens is selected from the
group consisting of an intraocular lens, a corneal implant, and
a contact lens. In another embodiment, the intraocular lens
comprises an optic and at least one haptic. In another embodi-
ment, the ocular lens is capable of controlled release of a
therapeutic agent.

In one embodiment, the intraocular lens comprises a first
portion and a second portion; wherein the first portion and the

6

second portion have a different modulus of elasticity; and
wherein the first portion and the second portion have the same
or about the same refractive index at a predetermined wave-
length in the visible light waveband. In another embodiment,
the intraocular lens comprises an optic, wherein the first
portion comprises an inner portion of the optic and the second
portion comprises an outer portion of the optic dispersed
about the inner portion, the portions having same or about the
same refractive index at a predetermined wavelength in the
visible wavelength band.

In one embodiment, an implantable medical device is
described wherein the implantable medical device is made
from a polymer comprising a plurality of monomers and has
a general structure of formula 1,

Formula 1

R3

Rl—Ti—O sl—o>
m

35

40

45

50

(i) f
Ti—O Si—O0 Ti—O Si—RS®
\CH3 / \ CH; / R’

n zZ

id

wherein the sum of m and n is X, X ranges from 0 to about
12000, y ranges from 0 to about 500, and z ranges from O to
about 500, the sum of x, y, and z is at least 1, R'-R® are each
independently CH;, C;Hs or CH—CH,, if m is greater than
zero, at least one of R* or R® must be CH—CH.,,, and wherein
more than two of R*, R?, R, R®, R7, or R® are CH—CH,.

Molar Ratios. In the above example, the molar ratio of
m+n+y+7=1; m=about 0 to about 0.01; n=about 0.6 to about
0.9; y=about 0.07 to 0.55; and z=about 0.0 to about 0.9.

In one embodiment, the monomers comprise an average of
three or more vinyl terminations. Herein in some embodi-
ments, the monomers can comprise six vinyl terminations. In
another embodiment, the implantable medical device is
selected from the group consisting of body augmentation
implants, breast implants, ocular lenses, and intraocular
lenses, further wherein said implantable medical device is
capable of controlled release of a therapeutic agent.

In one embodiment, a method of forming an elastomeric
article of manufacture comprises (a) providing polymers
comprising a plurality of monomers and having the general
structure of formula 1,

Formula 1

6

AR YR I
Rl—Ti—O ?i—O Ti—O Si—O0 Si—O0 Ti—RS
R? R® /m\cm / \ CH; / R’

n zZ

id
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wherein the sum of m and n is x, X ranges from 0 to about
12000, y ranges from 0 to about 500, and z ranges from O to
about 500, the sum of x, y, and z is at least 1, R'-R® are each
independently CH;, C;Hs or CH—CH,, if m is greater than
zero, at least one of R* or R* must be CH—CH,,, and wherein s
more than two of R', R*, R?, R% R”, or R® are CH—=CH,, (b)
providing a cross-linker, (¢) providing a catalyst, (d) combin-
ing said monomers, said cross-linker and said catalyst to form
a polymeric mixture and (e) curing said polymeric mixture,
wherein at least a portion of said article of manufacture is
formed. In another embodiment, the article of manufacture is
selected from the group consisting of intraocular lenses, cor-
neal implants, contact lenses, ocular lenses, body augmenta-
tion implants, medical device coatings, and breast implants.
In another embodiment, the article of manufacture is capable
of controlled release of a therapeutic agent.

Molar Ratios. In the above example, the molar ratio of
m+n+y+7=1; m=about 0 to about 0.01; n=about 0.6 to about
0.9; y=about 0.07 to 0.55; and z=about 0.0 to about 0.9.

In one embodiment, a topical composition comprising
polymers having the general structure formula:

8

Glass Transition Temperature (T,): As used herein, the
“glass transition temperature (T,)” refers to the temperature
wherein a polymeric material becomes less elastic and more
brittle. For soft polymeric materials, T, typically is not mea-
sured since it may be as low as =100° C. or lower.

Mass percent: As used herein, “mass percent” and “mass
%" refer to the mass of monomer present in a polymer divided
by the total weight of the polymer multiplied by 100. Math-
ematically, mass percent is represented by the following for-
mula where M,, is the mass of the monomer and M, is the
mass of the corresponding polymer: [M,, /Mp]x100=Mass
Percent.

Compression Modulus or Modulus of Elasticity: As used
herein “modulus of elasticity” refers to the ratio of stress to
strain. As used herein, “compression modulus” refers to the
ratio of compressive stress to compressive strain.

Moduli: As used herein, “moduli” refers to the plural form
of modulus or modulus of elasticity.

Molar Ratio: As used herein, “molar ratio” refers to the
moles of each monomer divided by the total moles of all
monomers in the formulation.

Formula 1

wherein the sum of m and n is x, X ranges from 0 to about
12000, y ranges from 0 to about 500, and z ranges from O to
about 500, the sum of x, y, and z is at least 1, R'-R® are each
independently CH;, C;Hs or CH—CH,, if m is greater than
zero, at least one of R* or R® must be CH—=CH,,, and wherein
more than two of R, R%, R RS, R7, or R® are CH=CH,. In
another embodiment, the topical composition is selected
from the group consisting of skin creams, sprays, and lotions.
In another embodiment, the topical composition is capable of
absorbing UV light. In yet another embodiment, the polymer
of the topical composition is capable of controlled release of
a therapeutic agent.

Molar Ratios. In the above example, the molar ratio of
m+n+y+7=1; m=about 0 to about 0.01; n=from 0.6 to about
0.9; y=from 0.07 to 0.55; and z=about 0.0 to about 0.9.

Definition of Terms

The terms and phrases used herein shall have the following,
non-limiting, definitions.

Elongation: As used herein, “elongation” refers to the act
of lengthening or stretching a polymeric material. In some
instances, the elongation may be represented by the following
formula where L is the length of the elongated polymerand L,
is the length of the corresponding non-elongated polymer:
[L/L]

Full Elongation: As used herein, “full elongation” refers to
the act of lengthening or stretching a polymeric material or
polymeric IOL to its elastic limit.

Intermediate Elongation: As used herein, “intermediate
elongation” refers to the act of lengthening or stretching a
polymeric material or polymeric IOL to a point between its
original length and limit.

40

45

60

Ti—O
\ b/
z

Percent Elongation: As used herein, “percent elongation”
refers to the length of an elongated polymer divided by the
length of the original polymer. Mathematically, the percent
elongation is represented by the following formula where L is
the length of the elongated polymer and L, is the length of the
corresponding non-elongated polymer: [L/L,]|x100=Percent
Elongation.

Pliable: As used herein, “pliable” refers to the flexible
nature of a polymeric material and to the flexibility of poly-
meric IOLs that can be folded, rolled or otherwise deformed
sufficiently to be inserted through a 2 mm or less surgical
incision.

kPa: As used herein, “kPa” refers to kilopascal, which is a
unit of pressure or stress and is the equal to 1000xNewton per
meter squared (N/m?).

Resiliency: As used herein, “resiliency” refers to a poly-
meric material’s or a polymeric IOL’s inherent ability to
return to its unstressed configuration following impact, defor-
mation in an inserter, or the resulting deformation associated
with the stress on impact, also referred to herein after as
“rebound resiliency.”

Refractive Index (RI): As used herein, “refractive index
(RI)” refers to a measurement of the refraction of light of a
material or object, such as an IOL. More specifically, it is a
measurement of the ratio of the speed of light in a vacuum or
reference medium to the speed of light in the medium of a
substance, material, or device under examination. The refrac-
tive index of a substance, material, or device typically varies
with the wavelength of the light, a phenomenon sometimes
referred to as dispersion.
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Softness: As used herein, “softness” refers to a polymeric
material’s or a polymeric IOL’s pliability as opposed to, for
example, a polymethylmethacrylate (PMMA) IOL that is
rigid and hard.

Ultimate Tensile Strength: As used herein, “ultimate ten-
sile strength” refers to the maximum stress a material can
withstand before fracture and is measured in psi (Ib/in?).

Clear Aperture: As used herein, “clear aperture” refers to
the portion of an optic that limits the extent of the rays from an
object that contributes to the conjugate image and is generally
expressed as a diameter of a circle.

Common Polymeric Material: As used herein, “common
polymeric material” refers to similarity of material composi-
tion between two objects or portions of an object. Two objects
or portions of an object comprise a common polymeric mate-
rial if the two objects or portions consist essentially of the
same base polymer chain or have at least 50% w/w of the
same base polymer chain, or 75% w/w of the same base
polymer chain, or 85% w/w of the same base polymer chain,
or 90% w/w of the same base polymer chain, or 95% w/w of
the same base polymer chain, and, when present, the same
cross-linking agent.

Common Refractive Index: As used herein, “common
refractive index” refers to the similarity of refractive indices
between two materials. A common refractive index between
two materials would be a difference in refractive index
between the two materials of less than or equal to 1% at a
predetermined wavelength in the visible light waveband.

DETAILED DESCRIPTION

Embodiments of the present invention may include poly-
mer materials and compositions with moduli that may be
altered based, for example, on hydride to vinyl ratio, amount
of catalyst, varying the number of vinyl terminations on the
silicone fluid, varying the number of pendent vinyl groups on
the silicone fluid, and/or MVC content are described herein.
Also, low modulus materials are included that exhibit
mechanical qualities that make them excellent for implanta-
tion in living organisms, particularly animals, more particu-
larly humans. In some embodiment, a low modulus material
is used to provide devices including, but not limited to, oph-
thalmic lenses such as IOLs or contact lenses, breast or other
augmentative implants, and controlled release devices (e.g.,
pharmaceutical formulations). The mechanical qualities and
feel of such low modulus materials make it possible to pre-
pare bodily augmentation devices that are implantable in a
living organism, for example, breast implants containing little
or no liquid. In addition, polymers with different degrees of
polymerization are anticipated. In certain embodiments,
polymers with a low degree of polymerization are used to
provide pharmaceutical compositions (e.g., contact lens solu-
tions). In other embodiments, polymers with a medium
degree of polymerization are used to provide topical compo-
sitions (e.g., hairspray, skin lotions, skin creams). Polymers
as described herein can also be used to controllably release a
bioactive agent. In still further embodiments, where the
degree of polymerization is from about 500 or greater than
500 or about 600 to about 800 or about 1000, the present
invention may be used as an implantable medical device.
Such medical device, by way of example, may be a soft-gel
implantable intraocular lens. Embodiments of the present
invention may also be utilized in other applications or devices
where control of a mechanical property such as material
modulus is important.

As for IOLs, it is desirable they can be folded, rolled or
otherwise deformed such that they can be inserted through
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small incisions. Furthermore, in order to reduce patient
trauma and post surgical recovery time, the IOL preferably
comprises a responsive polymer that unfolds in a controlled
manner. To meet these requirements, the polymers preferably
have minimal self tack and do not retain excessive amounts of
stored mechanical energy.

Historically, foldable IOL materials have been designed to
be tough (tensile strength of greater than 750 pounds per
square inch [psi]) and with a relatively high percent elonga-
tion (greater than 100%). These properties give the IOL suf-
ficient toughness such that the IOL does not tear from the
forces experienced during insertion through a 2.6 to 3.2 mm
incision. Presently available foldable IOLs include, among
others, Sensar® (Advanced Medical Optics, Santa Ana
Calif.), an acrylic IOL having a tensile strength of about 850
psi and an elongation at break of about 140%; SLM-2®
(Advanced Medical Optics, Santa Ana Calif.), a silicone IOL
having a tensile strength of about 800 psi and an elongation at
break of about 230%; and AcrySof® (Alcon Laboratories,
Fort Worth, Tex.) having a tensile strength of about 1050 psi.
Such IOLs are suitable for insertion through incision sizes of
about 2.6 mm or greater.

The polymer materials described herein may be used to
form may be used to form ophthalmic devices and other
devices that are soft to very soft and may be foldable.

Flexibility in monomer selection is provided herein, which
provides for control over the material’s mechanical, optical
and/or thermal properties. For example, the ability to adjust a
material’s refractive index (RI) and mechanical properties is
important in designing ultra-small incision IOLs. Also,
hydrophobic siloxy materials having excellent ocular bio-
compatibility are anticipated. Thus, it surprisingly has been
discovered that by utilizing the silicone materials according
to embodiments of the present invention an IOL optic can be
made that has properties permitting passage of the IOL
through an ultra small incision without damage to the IOL,
the inserter cartridge, or the eye. In addition, the IOL may
have at least one resilient haptic that shares a common siloxy
monomer with the optic.

In certain embodiment, silicone materials having unique
properties are derived from the inherent flexibility of the
siloxane bond. The alternating silicon-oxygen polymer back-
bone of siloxanes may make them remarkably more flexible
than their organic counterparts that have a carbon-oxygen
backbone. This property of siloxanes results in low glass-
transition temperatures (T,) and excellent flexibility. Further-
more, a low initial modulus is another important attribute of
the novel siloxanes. In order to pass through the insertion
cartridge, a refractive IOL is desirably capable of elongating
up to about 100%. Therefore, it may be important that the
initial modulus is at desirable levels. A low initial modulus
translates to low stimulus required to express the IOL through
the cartridge. Further, when a desired amount of selected
siloxanes, cross linkers and catalysts are combined, the
resulting material may have the flexibility and modulus
required to make, for example, the optic portion of an IOL
suitable for insertion through a small incision without harm-
ing the I0OL, the inserter cartridge, or the eye.

In some embodiments, an intraocular lens comprises an
optic and a haptic made from a common polymeric material
so that they also have a common refractive index; however,
the optic and haptic have mechanical property that is different
for each. In some embodiments, the IOL may be formed
according to an embodiment so that the optic and haptic have
different moduli of elasticity. For example, an accommodat-
ing IOL may be formed so that the optic has a lower modulus
than the haptic, thus allowing the relatively stiff haptic to
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protrude inside the relatively soft optic without causing
unwanted reflections due to a refractive index mismatch at
interfaces between the optic and the protruding haptic.
Examples of accommodating IOLs having a stiffer protruding
haptic are disclosed in co-pending U.S. patent application
Ser.Nos. 11/618,411,11/618,325, and 11/864,450, which are
herein incorporated by reference in their entirety. One way to
adjust moduli between the haptic and optic may be provided
by an adjustment in the amount of cross-linker and/or catalyst
and/or MVC content of each IOL component. Embodiments
herein may be used to provide IOLs in which at least the optic
thereofhas a modulus that is less than about 100 kPa, less than
75 kPa, or even less than 50 kPa or 25 kPa. The stiffness of the
haptic may be greater than 500 kPa, or greater than 3000 kPa,
depending on the particular design requirements. In some
embodiments, the modulus ofthe haptic is greater than that of
the optic by at least 50%, by at least 150%, by at least 250%,
or by at least 500%. In some embodiments, the modulus may
vary continuously over at least some interface regions
between the haptic and the optic, for example, to provide a
particular performance or stress distribution over the IOL in
reaction to an external force on the IOL (e.g., an ocular force
produced by the capsular bag, zonules, or ciliary muscle of an
eye into which the IOL is inserted).

In some embodiments, an ophthalmic lens, such as an
intraocular lens, comprises an optic having a clear aperture
that comprises an inner portion and an outer portion disposed
about said inner portion. The inner portion and outer portion
comprise a common polymeric material and may have a com-
mon refraction index; however, the inner portion has a modu-
lus that is different from that of the outer portion. The difter-
ence in modulus may be selected, for example, to control the
amount and/or form of deformation of the optic in reaction to
an external force such as an ocular force produced by the
capsular bag, the zonules, and/or the ciliary muscle of an eye
into which the optic is placed. In some embodiments, the
refractive index may also vary between the zones, for
example, to control aberrations of the optic in a stressed or
unstressed state.

The modulus of the inner portion of the optic may by
greater than or less than that of the outer portion, depending of
the particular design requirements. In some embodiments, the
optic comprises three or more zones disposed within the clear
aperture of the optic. In other embodiments, the modulus of at
least portions of the optic may vary continually, for example,
by producing a catalyst gradient throughout a polymeric fluid
used to form the optic. In some embodiments, the zones of the
optic may have an ellipsoid or similar shape, such that the
modulus varies from the center of the optic outward in a
three-dimensional manner. Alternatively or additionally, the
variation in modulus of the zones may vary in a two dimen-
sional manner, for example, forming concentric rings as the
modulus varies in radial direction from the optical axis of the
optic. The difference in modulus between two zones of the
optic may be greater than or equal to 5%, or greater than or
equal to 15%, or greater than or equal to 25%, or greater than
or equal to 50%, depending on the number of zones and the
desired performance of the optic under a given loading force.

Some embodiments may provide a relatively low modulus
material that is particularly suitable for use in at least the optic
of'an accommodating IOL. For example, an adjustment in the
amount of cross-linker, number of vinyl terminations, num-
ber of vinyl pendent groups, catalyst and/or MVC content, the
haptic portion of an IOL or accommodating IO, may be
made. Controlling these variables allows silicone fluids of
different refractive indices, viscosities and vinyl functionality
to be prepared. Embodiments may be used to provide IOL’s
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in which at least the optic thereof has a modulus that is less
than about 100 kPa, less than 75 kPa, or even less than 50 kPa
or 25 kPa.

The materials made may have low initial moduli and a low
glass transition temperature (T,). Moreover, the IOLs may be
multifocal (either refractive or diffractive), accommodating
(e.g., deformable or movable under the normal muscle move-
ments of the human eye), highly biocompatible and have. RIs
ranging from about 1.40 to about 1.56, preferably from about
1.41 to about 1.52, for light in the visible wavelengths. These
and other objects described herein may be achieved by pro-
viding an unsaturated terminated silicone fluid and cross-
linking it using a hydride cross-linking agent and platinum
catalyst. The unsaturated terminated silicone fluid, in some
embodiments, can have more than three vinyl terminations. In
different embodiments, the unsaturated terminated silicone
fluid can have three, four, five or six vinyl terminations. In
another embodiment, metals aside from platinum, more pref-
erably transition metals, may be used. Herein, silicone fluids
are disclosed that may be cross-linked to prepare polymers
with different moduli.

The unsaturated terminated siloxanes are preferably vinyl
terminated siloxanes, more preferably multi-vinyl termi-
nated. Non-limiting examples include vinyl terminated
diphenylsiloxane-dimethylsiloxane copolymers, vinyl termi-
nated polyphenylmethylsiloxanes, vinyl terminated phenyl-
methylsiloxane-diphenyldimethylsiloxane copolymers,
vinyl terminated polydimethylsiloxanes and methacrylate,
and acrylate functional siloxanes. Other suitable silicone
materials are disclosed in U.S. Pat. No. 6,361,561, the
entirety of which is incorporated herein by reference. Repre-
sentative materials can be obtained from Gelest, Inc. (Mor-
risville, Pa.) or synthesized using methods known to those
skilled in the art.

In one embodiment, the unsaturated terminated siloxane is
avinyl terminated siloxane comprising polymers of the struc-
ture depicted in Formula 1 below (herein referred to as “sili-
cone fluid”). In other embodiments, polymers can consist of
greater than 50% w/w having the structure of Formula 1, or
greater than 75% w/w having the structure of Formula 1, or
greater than 85% w/w having the structure of Formula 1, or
greater than 90% w/w having the structure of Formula 1, or
greater than 95% w/w having the structure of Formula 1. The
values forx, y, and z will vary depending on, for example, the
desired RI of the lens; and, in Formula 1, x is equal to the sum
of' m and n and is preferably at least about 1. In one embodi-
ment, the sum of x, y, and z is greater than or equal to about 1.
Preferably, IOLs produced have an RI of at least 1.40, more
preferably at least 1.43. For example, if an IOL having a
refractive index (“RI”) of 1.43 is desired, the x:y:z ratio may
be approximately 30:1:1; a x:y:z ratio of about 12:1:2 will
result in an IOL having a RI of approximately 1.46. Skilled
artisans can prepare an [OL having a desired RI, optical
clarity and mechanical properties by adjusting the x:y:z ratio
using skills known in the art and without undue experimen-
tation. In one embodiment, x ranges from 0 to about 12000, y
ranges from 0 to about 500, z ranges from 0 to about 500, and
the sum of'x, y, and z is greater than or equal to 1. In another
embodiment, X ranges from about 10to about 12000, y ranges
from about 1 to about 500, z ranges from O to about 500, and
the sum of x, y, and z is from about 100 to about 15000. In
another embodiment, x+y+z has a minimum value of about
200 in order to provide a high softness polymer (e.g., when
required for optic portions of an IOL). R*-R?® are each inde-
pendently CH;, C;Hs or CH—CH,. If m is greater than zero,
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at least one of R* or R® must be CH—=CH,,. In one embodi- embodiment, x ranges from about 10 to about 1200, y ranges
ment, more than two of R!, R%, R3 R® R’, and R® are from about 1 to about 500, z ranges from 0 to about 500, and
CH—CH,. the sum of %, y, and z is from about 100 to about 2200. In
Formula 1

In another embodiment, at least four of R!, R?, R?,R%, R’ another embodiment, x+y+z has a minimum value of about
and R® are CH—CH,. In another embodiment, at least five are 20 200 in order to provide a high softness polymer (e.g., when
CH=—CHS,. In yet another embodiment, all six of R, R? R?, required for optic portions of an IOL). If m is greater than
R® R’ and R® are CH=CH,,. The utility of more vinyl ter- zero, at least one of R* or R® must be CH=CH,,.

Formula 2
H,C CH,
D AR WA / ; i
H2C=CH—Ti—O Ti—O Ti—O Si—0 Ti—O Si—CH=CH,
CH RS / \CH3 / \ CH; / HC
H2C¢ m n z \CHZ
y

minations, as well as vinyl pendent groups, is to provide the Combinations for the sum of x+y+z exist for sums from at
polymer with additional ability to crosslink, the ability to bind 40 least 1 to about 15000. In addition, the sum can determine
molecules it would otherwise not be able to bind and provide =~ Wwhat type of material is formed. In one embodiment, for
additional sites of chelation. example, the sum can be less than about 100, in which case,
In one embodiment, the silicone fluid can be hexavinyl the material can be a liquid and can be used as a liquid carrier
terminated, wherein R%, R2, R?, RS, R7, and R® can be vinyl formulation, for example, eye drops or hair spray. In another

45 embodiment, the sum can be from about 100 to about 1000,
wherein the material can be a more viscous liquid or gel. In
one embodiment, the material can be used in topical compo-
sitions, for example, skin creams and lotions. In one embodi-

terminated and can be represented by formula 2. In other
embodiments, polymers can consist of greater than 50% w/w
having the structure of Formula 2, or greater than 75% w/w

having the structure of Formula 2, or greater than 85% w/W  ment, the skin cream can absorb harmful light. In another
having the structure of Formula 2, or greater than 90% w/w 50 embodiment, the sum can be from about 300 to about 1200,
having the structure of Formula 2, or greater than 95% w/w wherein the material can be formed as an elastomeric. In such
having the structure of Formula 2. The values for X, y, and z an embodiment, the materials formed as elastomerics can be
will vary depending on, for example, the desired RI of the used to form such items as lenses. Each of the embodiments

described above can be used with other appropriate additives
55 with or without further cross-linking reactions.

Optionally, a number of ultraviolet (UV) and blue light
absorbing dyes can be added to the silicone polymers. For
example, the silicone IOLs may include 0.1 to 1.5 mass % of
UV and blue light absorbing compounds such as benzophe-

lens; and, in Formula 3, x is equal to the sum of m and n. In one
embodiment, the sum of x, y, and z is greater than or equal to
about 1. Preferably, IOLs produced have an Rl ofat least 1.40,
more preferably at least 1.43. For example, if an IOL having
arefractive index (“RI”) of 1.43 is desired, the x:y:z ratio may

be approximately 30f 1:1; a xty:z ratio .Of about 12:1:2 .Wﬂl 60 none and benzotriazole-based UV light absorbers or blue
reS}llt in an IOL having a RI of appr0x1mat§1y 1.46. Skll.led light blocking dyes including azo and methine yellow, which
artisans can prepare an oL .hang a de@red RI, OPUC?I selectively absorb UV/blue light radiation up to about 450A.
clarity and mechanical properties by adjusting the x:y:zratio  See, forexample, U.S. Pat. Nos. 5,374,663; 5,528,322; 5,543,
using skills known in the art and without undue experimen- 504; 5,662,707; 6,277,940; 6,310,215 and 6,326,448, the
tation. In one embodiment, x ranges from 0 to about 12000,y 65 entire contents of which are incorporated herein by reference.
ranges from 0 to about 500, z ranges from 0 to about 500, and A variety of initiators for polymerization reactions can be
the sum of'x, y, and z is greater than or equal to 1. In another employed. In one non-limiting embodiment, peroxide initia-
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tors are used. Examples of peroxide initiators include, with-
out limitation, about 0.100 to about 1.50 mass % of di-tert-
butyl peroxide (Trigonox® a registered trademark of Akzo
Chemie Nederland B.V. Corporation Amersfoort, Nether-
lands) or 2,5-dimethyl-2,5-bis(2-ethylhexanoylperoxy )hex-
ane. It should be noted that peroxide initiators initiate the
cross-linking of vinyl groups on monomers (e.g., those on
divinyl-terminated silicone monomers). While this can help
facilitate the cross-linking of the silicone monomers, at least
some of the hydride groups must still be cross-linked.

One or more monomers may be cross-linked utilizing one
or more hydride-containing cross-linkers such as, but not
limited to: nonpolymetric X-linkers such as phenyltris(dim-
ethylsiloxy)silane (Formula 3 below), tetrakis(dimethylsi-
loxy)silane (Formula 4 below), 1,1,3,3-tetraisopropyldisilox-
ane, 1,1,3,3-tetramethyldisiloxane, 1,1,4,4-
tetramethyldisilethane bis(dimethylsilyl)ethane, 1,1,3,3-
tetramethyldisilazane; hydride terminated polymeric
X-linkers with different molecular weights such as DMS-
HO03, DMS-H11 to DMS-H41, hydride terminated polyphe-
nyl-(di-methylhydrosiloxy)siloxane (HDP-111, Formula 5
below, wherein W is about 5 to about 50); HPM-502, which
are commercially available from Gelest; nonhydride termi-
nated polymeric cross-linkers such as X[.-103, XL.-110,
XL-111,X1.-112, XL-115, which are commercially available
from Nusil; and HMS-013, HMS-031, HMS-082, HMS-301,
HMS-991, which are commercially available from Gelest.
Other cross-linkers such as hydride Q resins may also be used
to improve the mechanical properties of the gels. The softness
of'the final gel formulations depends on the relative amount of
cross-linker to vinyl silicone fluid. (e.g., H/V [hydride-vinyl]
ratio).

Formula 3
H
H;C—8i—CH;
[
H—Si—O—Si—O—Ti—H
CH; CH;
Phenyltris(dimethylsiloxy)silane

Formula 4

H

H;C—Si—CH;

H;C—Si—CH;

H
Tetrakis(dimethylsiloxy)silane
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-continued
Formula 5
H
H;C—Si—CH;
CH; 0] CH;
H—éi—O éi—O Li—H.
b b

W

Hydride-terminated Polyphenyl-(di-methylhydrosiloxy)siloxane

Properties of the silicone materials such as modulus, per-
cent weight loss may be changed by varying the ratio of
hydride and vinyl contents (H/V ratio) in the silicone fluids.
Vinyl content of a silicone fluid may be determined by, for
example, the GPC method, titration, or NMR (nuclear mag-
netic resonance spectroscopy). By varying the ratio of
hydride primarily from the cross-linker and vinyl primarily
from the vinyl silicone fluid, silicone materials with different
moduli may be obtained. In certain embodiments, the H/V
ratio may be at least about 0.1, more preferably at least about
0.5, more preferably about 0.6, more preferably about 0.7,
more preferably about 0.8, more preferably about 0.9, more
preferably about 1.0, more preferably about 1.1, more pref-
erably about 1.25, and more preferably at most about 1.5.

n certain embodiments, the modulus of material may be
affected by the amount of catalyst and/or methyl-vinyl cyclics
(“MVCs”). In certain embodiments, as the amount of catalyst
and/or MVCs is increased, the modulus of the material may
also increase until a peak modulus is reached. In certain
embodiments, after a peak modulus is reached, the modulus
may begin to level off or, in some cases, may decrease.

In certain embodiments, the MVC may be any methylvinyl
siloxane, which includes cyclosiloxane and non-cyclosilox-
ane classes of materials. Nonlimiting examples of methylvi-
nyl cyclosiloxane classes include tetramethylvinylcyclotet-
rasiloxane and pentamethylvinylcyclopentasiloxane. Non-
cyclosiloxane classes include 1,3-tetramethyldisiloxane,
divinyltetraphenyldisiloxane, 1,5-divinylhexamethyltrisilox-
ane, and 1,5-divinyl-3,3-diphenyltetramethyltrisiloxane. One
example of an MVC is 1,3,5,7-tetravinyl-1,3,5,7-tetrameth-
ylcyclotetrasiloxane. In certain embodiments, the MVC may
be present in an amount of at least about 0.01% or at most
about 1% by weight. It should be understood that for certain
polymer embodiments described herein, MVCs may partially
substitute the catalyst, augment the catalyst or be used to alter
the H/V ratio. The MVC, in certain embodiments, may have
an inversely proportional impact on the moduli of polymers
prepared therewith.

In general, platinum-containing catalysts work well.
Exemplary platinum catalyst include platinum-tetravinyltet-
ramethylcyclotetrasiloxane complex, platinum carbonyl
cyclovinylmethylsiloxane complex, platinum cyclovinylm-
ethylsiloxane complex, platinum octanaldehyde/octanol
complex. Many different platinum catalysts may be used
depending on, inter alia, the desired pot life. Preferably, the
platinum catalyst is used in amounts by weight of at least
about 0.01%, more preferably at least about 0.05%, even
more preferably at least about 0.1%. Preferably, the platinum
catalyst is used in amounts of about 1% or less, more prefer-
ably about 0.75% or less, even more preferably about 0.5% or
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less, even more preferably about 0.4%, even more preferably
about 0.3%, even more preferably about 0.2%.

In addition to platinum catalysts, other metal catalysts can
be used. In some embodiments, transition metals can be used
as catalysts, more specifically, palladium and rhodium cata-
lysts can be used. Complexes and salts of metal catalysts can
be used. An example of a transition metal complex used as a
catalyst is tris(dibutylsulfide) rhodium trichloride.

For certain embodiments and without wishing to be bound
by theory, one reason for the impact of some catalysts, espe-
cially platinum catalysts, on the modulus may be due to the
presence of an inhibitor or stabilizer that may reduce the
hydride/vinyl ratio and/or may prevent complete curing. An
example of such an agent may be an MVC such as cyclovi-
nylmethylsiloxane (e.g., 1,3,5,7-tetravinyl-1,3,5,7-tetram-
ethylcyclotetrasiloxane). It is worthwhile to note that in cer-
tain embodiments, the effects of catalyst amounts on modulus
may be independent of curing time. While MVCs may some-
times be used as stabilizers in catalysts to, for example, keep
platinum suspended in solution, the MVCs may be present in
such small amounts that they may be inert.

In certain embodiments, the platinum catalyst level for a
polymer may be increased to levels significantly higher than
conventionally used (e.g., up to 50 ppm versus a more tradi-
tional 10 ppm or less). A skilled artisan may expect that as
catalyst concentration increases, curing time may decrease
and polymer cross-linking may increase. The skilled artisan
may also expect this to lead to a more rigid or firm polymer
(even assuming curing temperature may be the same). In
certain embodiments, the catalyst may be increased to atypi-
cal levels and a significant decrease in curing time may be
observed.

In certain embodiments, the resulting polymer may be far
less rigid and less firm than expected. In certain embodi-
ments, excessive amounts of catalyst may be used and the
corresponding increase in MVCs may allow them to become
reactive ingredients and may end-cap the hydrides on the
cross-linkers, which may result in more free ends on the
structural polymers. The additional free ends may provide a
less-cross-linked and, therefore, less rigid polymer. As a
skilled artisan will appreciate, in certain embodiments, such a
polymer may be ideal for preparing many products including,
but not limited to, products implantable in patients (e.g.,
I0OLs, augmentation implants).

In certain embodiments, the MVC may be present in an
amount of at least about 0.01%, about 0.05%, about 0.1%,
about 0.11%, about 0.15%, about 0.2%, or about 0.25% by
weight; to at most about 1%, about 0.75%, about 0.5%, about
0.4%, about 0.39%, about 0.35%, or about 0.35% by weight.
In certain embodiments, the MVCs may partially substitute
the catalyst in any proportion or amount including completely
or the MVC may augment the catalyst. In certain embodi-
ments, the MVC may have an inversely proportional impact
on the moduli of polymers prepared therewith. Certain
embodiments described herein may incorporate the teachings
regarding MVCs and their relationship to the moduli of poly-
mer articles prepared therefrom.

When used for IOL optic portions, a polymer with a low
initial modulus prepared as described herein facilitates a
more easily inserted IOL by reducing the force required to
express the polymer IOL through an inserter cartridge. In
addition, the same starting materials may be used for both
optic and haptic portions (only varying the H/V ratio and/or %
catalyst or, MVC); therefore, the material supply and manu-
facture of IOLs is simplified. An added benefit of using the
same starting materials is that the resulting optic and haptic
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portions will be more compatible thereby facilitating more
robust and/or seamless fusion.

In another embodiment, the polymers described herein can
be used in a composition for topical administration. An
example of a topical composition can be a skin cream, lotion,
skin spray, or skin powder. The polymers can have double
bonded vinyl terminations, wherein the double bonds can be
broken by wavelengths of light. An exemplary, non-limiting,
example of wavelengths of light absorbable by the polymers
described herein are wavelengths of light in the UV region.
One skilled in the art will appreciate that UV light can be
absorbed by the double bonds. The absorption of UV light can
generate radicals, for example, but not limited to, radicals in
the form of electrons. The radicals can combine or be reab-
sorbed by the polymer, or surrounding polymers in the com-
position. The combination and reabsorbing of radicals by the
polymer can result in an overall stable composition.

In one embodiment, the polymer may be used as a con-
trolled release polymer for formulating therapeutic agents. In
addition, the polymer may be used to prepare dual use
implantable or wearable medical devices (e.g., IOLs and con-
tact lenses) whereby the device serves a particular purpose as
well as controllably releasing therapeutic agents. For
example, the polymer may be used to prepare an IOL that
controllably releases a therapeutic agent for “dry eye” A
skilled artisan can envision several devices, conditions, and/
or therapeutic agents in conjunction with this embodiment.

EXAMPLE 1
Preparation of Polymers

A. The following is an example of the synthesis of a hexavi-
nyl terminated silicone fluid without pendent vinyl groups. In
a method for making this polymer (polymer B38), 103.48
grams of octaphenylcyclotetrasiloxane was placed in a pre-
heated 1000 mL reaction kettle at 105° C. (+/-10° C.). The
mechanical stirrer was turned on and the system was purged
with nitrogen for at least 30 minutes. Next, 691.78 grams of
octamethylcyclotetrasiloxane and 5.15 grams of hexavinyl
dislioxane were added together to the reaction kettle. Then,
3.17 grams of tetramethylammonium siloxanolate was added
to the reaction kettle. Stirring continued for at least 68 hours
at105° C. (+/-10° C.). The temperature of the kettle wa s then
raised to 150° C. (+/-20° C.) for at least 5 hours. After
cooling, the silicone fluid was filtered through a 0.2 micron
filter.

B. The following is an example of the synthesis of a hexavi-
nyl terminated silicone fluid with pendent vinyl groups. In a
method for making this polymer (polymer B37), 129.35
grams of octaphenylcyclotetrasiloxane was placed in a pre-
heated 1000 mL reaction kettle at 105° C. (+/-10° C.). The
mechanical stirrer was turned on and the system was purged
with nitrogen for at least 30 minutes. Next, 666.32 grams of
octamethylcyclotetrasiloxane, 59.72 grams of tetravinyltet-
ramethylcyclotetrasiloxane and 5.53 grams of hexavinyl dis-
lioxane were added together to the reaction kettle. Then, 4.54
grams of tetramethylammonium siloxanolate was added to
the reaction kettle. Stirring continued for at least 25 hours at
105° C. (#/-10° C.). The temperature of the kettle was then
raised to 150° C. (+/-20° C.) for at least 5 hours. After
cooling, the silicone fluid was filtered through a 0.2 micron
filter.

C. The following is an example of the synthesis of a high
refractive index hexavinyl terminated silicone fluid. In a
method for making this polymer (polymer B29), 249.63
grams of octaphenylcyclotetrasiloxane was placed in a pre-
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heated 1000 mL reaction kettle at 105° C. (+/-10° C.). The
mechanical stirrer was turned on and the system was purged
with nitrogen for at least 30 minutes. Next, 546.57 grams of
octamethylcyclotetrasiloxane and 5.07 grams of hexavinyl
dislioxane were added together to the reaction kettle. Then,
3.36 grams of tetramethylammonium siloxanolate was added
to the reaction kettle. Stirring continued for at least 72 hours
at 105° C. (+/-10° C.). The temperature of the kettle was then
raised to 150° C. (+/-20° C.) for at least 5 hours. After
cooling, the silicone fluid was filtered through a 0.2 micron
filter.

D. The following is an example of the synthesis of a high
refractive index, high viscosity hexavinyl terminated silicone
fluid. In a method for making this polymer (polymer B49),
266.48 grams of octaphenylcyclotetrasiloxane was placed in
a preheated 1000 mL reaction kettle at 105° C. (+/-10° C.).
The mechanical stirrer was turned on and the system was
purged with nitrogen for at least 30 minutes. Next, 530.65
grams of octamethylcyclotetrasiloxane and 2.56 grams of
hexavinyl dislioxane were added together to the reaction
kettle. Then, 3.89 grams of tetramethylammonium siloxano-
late was added to the reaction kettle. Stirring continued for at
least 18 hours at 105° C. (+/-10° C.). The temperature of the
kettle wa s then raised to 150° C. (+/-20° C.) for at least 5
hours. After cooling, the silicone fluid was filtered through a
0.2 micron filter.

A Pope 2" Wiped-Film stills unit was used to remove the
volatile components of the above silicone fluids (B38, B37,
B29, and B49) by setting the chiller temperature to 5° C., still
body temperature to 160° C., the vacuum range to 0.3-2.0 torr
and the rotor speed in the range of about 50 to about 70 RPM.
A total of about 10% to about 25% of the volatile components
were removed from the silicone fluids.

Next, 0.125 grams of 2-(3'-t-butyl-2'-hydroxy-5'-vinyl-
phenyl)-5-chlorobenzotriazole (UVAM) was added to 50
grams of the above silicone fluids. After centrifugal mixing,
the fluids were placed in the 60° C. oven for 2 to 3 days until
the UVAM was completely dissolved in the silicone fluids to
make “0.25% UVAM silicone fluids.”

EXAMPLE 2
Preparation of Disc 1

In a vessel, 0.045 grams of platinum-cyclovinylmethylsi-
loxane complex, was added to 15 grams of the B38 0.25%
UVAM silicone fluid. The mixture was well mixed by high
speed centrifugation at least twice for30 seconds. The result-
ing formed “Part A” of the silicone fluid. The final catalyst
concentration of three otherwise identical silicone fluids was,
by weight, about 0.1%, to about 0.5%. In a separate vessel,
“Part B” of the silicone fluid was prepared by mixing 0.4038
grams of 25-30% methylhydrosiloxane-dimethylsiloxane
copolymer, trimethylsiloxane termineated, (HMS-301 from
Gelest) with 5 grams of the B38, 0.25% UVAM silicone fluid
prepared above. Five grams of Part A and 5 grams of Part B
were mixed in a vessel with a theoretical H/V ratio=1.0.

The resulting silicone mixture was poured into a Teflon®
mold and the mold was placed in an oven at 140° C. for 10
minutes. Moduli of these discs (before and after extraction)
were measured using a Q800 DMA (TA Instruments). Diam-
eter and thickness of the sample was measured using a cali-
brator. After loading the sample on the holder, the tempera-
ture of the system was raised to 35° C. and held at equilibrium
for 5 minutes before testing. Ramp force was applied to the
diskat 1 N/min to the maximum of 9 N/min. The modulus was
determined by the slope of two elongation points (4% and
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8%) from the curve. Modulus before extraction was 40 kPa
and after one day static extraction with IPA, the modulus was
49kPa. Refractive indices, measured at 19.5° C. (+/-1° C.), of
the disks before an d after extraction were 1.434 and 1.433
respectively.

EXAMPLE 3
Preparation of Disc 2

In another example, In a vessel, 0.045 grams of platinum-
cyclovinylmethylsiloxane complex, was added to 15 grams of
the B38 0.25% UVAM silicone fluid. The mixture was well
mixed by high speed centrifugation at least twice for 30
seconds. In a separate vessel, “Part B” of the silicone fluid was
prepared by mixing 0.0908 grams of phenyltris(dimethylsi-
loxy)silane and 5 grams of B38 silicone fluid. Five grams of
Part A and 5 grams of Part B were mixed in a vessel with a
theoretical H/V ratio=0.5.

The resulting silicone mixture was poured into a Teflon®
mold and the mold was placed in an oven at 1400 for 10
minutes. Moduli of these discs (before and after extraction)
were measured using a Q800 DMA (TA Instruments). Diam-
eter and thickness of the sample was measured using a cali-
brator. After loading the sample on the holder, the tempera-
ture of the system was raised to 35° C. and held at equilibrium
for 5 minutes before testing. Ramp force was applied to the
diskat 1 N/min to the maximum of 9 N/min. The modulus was
determined by the slope of two elongation points (4% and
8%) from the curve. Modulus before extraction was 18 kPa
and after one day static extraction with IPA, the modulus was
20kPa. Refractive indices of the discs before and after extrac-
tion were 1.435 and 1.433 respectively.

EXAMPLE 4
Preparation of Disc 3

A silicone fluid with a high refractive index was prepared
according to the following. Part A was prepared by adding
0.045 grams of platinum cyclovinylmethylsiloxane complex
to 15 grams of B29 silicone fluid with 0.25% UVAM. Part B
was prepared by adding 1.0919 grams of hydride terminated
polydimethylsiloxane (DMS-HO03 from Gelest) to 15 grams
of B29 silicone fluid. Five grams of both Part A and Part B
were added to a vessel and mixed with a theoretical H/V
ratio=1.0.

The resulting silicone mixture was poured into a Teflon®
mold and the mold was placed in an oven at 140° C. for 10
minutes. Moduli of these discs (before and after extraction)
were measured using a Q800 DMA (TA Instruments). Diam-
eter and thickness of the sample was measured using a cali-
brator. After loading the sample on the holder, the tempera-
ture of the system was raised to 35° C. and held at equilibrium
for 5 minutes before testing. Ramp force was applied to the
diskat 1 N/min to the maximum of 9 N/min. The modulus was
determined by the slope of two elongation points (4% and
8%) from the curve. Modulus before extraction was 47 kPa
and after one day static extraction with IPA, the modulus was
54 kPa. Two disks of each were also placed in a soxhlet
extraction unit and extracted with IPA for an extended period
of'time. After extracting for 1, 3, and 5 days, moduli of these
samples were 56, 54 and 51 kParespectively. Refractive index
of'the discs before extraction was 1.466. Refractive index was
1.465 after one and three days of soxhlet extraction and 1.464
after 5 days of soxhlet extraction.
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EXAMPLE 5

Preparation of Disc 4

A silicone fluid was prepared according to the following.
Part A was prepared with 0.25% UVAM B49 silicone fluid
and 0.1% platinum cyclovinylmethylsiloxane complex. Part
B was prepared by adding 0.4294 grams of hydride termi-
nated polydimethylsiloxane (DMS-H03 from Gelest) to10
grams of B49 silicone fluid. Five grams of both Part A and
Part B were added to a vessel and mixed with a theoretical
H/V ratio=1.2.

The resulting silicone mixture was poured into a Teflon®
mold and the mold was placed in an oven at 140° C. for 10
minutes. Moduli of these discs (before and after extraction)
were measured using a Q800 DMA (TA Instruments). Diam-
eter and thickness of the sample was measured using a cali-
brator. After loading the sample on the holder, the tempera-
ture of the system was raised to 35° C. and held at equilibrium
for 5 minutes before testing. Ramp force was applied to the
diskat 1 N/min to the maximum of 9 N/min. The modulus was
determined by the slope of two elongation points (4% and
8%) from the curve. Modulus before extraction was 36 kPa
and after one day static extraction with IPA, the modulus was
44 kPa. Pot life of the fluid was 6 hours. Refractive indices of
the discs before and after static extraction were 1.471 and
1.470 respectively.

EXAMPLE 6
Preparation of Disc 5

A silicone fluid was prepared with high refractive index
and high viscosity silicone fluid. Part A was prepared with
0.25% UVAM B49 silicone fluid and 0.1% platinum carbonyl
cyclovinylmethylsiloxane complex. Part B was prepared by
adding 0.4294 grams of hydride terminated polydimethylsi-
loxane (DMS-HO03 from Gelest) to 10 grams of B49 silicone
fluid. Five grams of both Part A and Part B were added to a
vessel and mixed with a theoretical H/V ratio=1.2.

The resulting silicone mixture was poured into a Teflon®
mold and the mold was placed in an oven at 140° C. for 10
minutes. Moduli of these discs (before and after extraction)
were measured using a Q800 DMA (TA Instruments). Diam-
eter and thickness of the sample was measured using a cali-
brator. After loading the sample on the holder, the tempera-
ture of the system was raised to 35° C. and held at equilibrium
for 5 minutes before testing. Ramp force was applied to the
diskat 1 N/min to the maximum of 9 N/min. The modulus was
determined by the slope of two elongation points (4% and
8%) from the curve. Modulus before extraction was 24 kPa
and after one day static extraction with IPA, the modulus was
43 kPa. Pot life of the fluid was 20+ hours. The extended pot
life would provide flexibility in the manufacturing process.

EXAMPLE 7

Preparation of Silicone Fluid with Greater than
Three but Less than Four Vinyl Terminations

This example describes the synthesis of a silicone fluid
with an average of 3.74 vinyl terminations. The silicone fluid
is prepared by placing 332.03 grams of octaphenylcycloter-
tasiloxane in a preheated 1000 mL reaction kettle at 105° C.
(+/-10° C.) and stirring. Then, the system is purged with
nitrogen for 30 min. After the system is purged, into the
reaction kettle is charged 659.60 grams of octamethylcy-
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clotetrsiloxane, 1.75 grams of hexavinyl disiloxane, and 1.80
grams of 1,3-divinyltetramethyl disiloxane. Then, 2.73 grams
of tetramethylammonium siloxanolate were added to the
reaction mixture. The mixture was kept stirring for at least 20
hours at 105° C. (+/-10° C.). Then, the temperature of the
kettle was raised to 150° C. (+/-20° C.) for at least five hours.
The product of the reaction was then allowed to cool to room
temperature. After cooling, the silicone fluid was filtered
through a 0.5y filter and then wiped dry. The resulting silicone
fluid had an average of 3.74 vinyl terminations and may have
a refractive index of about 1.47.

EXAMPLE 8

Preparation of Silicone Fluid with Four Vinyl
Terminations

A silicone fluid with the average of 4 vinyl terminated
groups may be prepared by charging 332.06 grams of
octaphenylcyclotetrasiloxane, 659.65 grams of octamethyl-
cyclotetrasiloxane, 2.08 grams of hexavinyl disiloxane, and
1.65 grams of 1,3 divinyltetramethyl disiloxane into a reac-
tion kettle. Then 2.50 grams of tetramethylammonium silox-
anolate may be added to the kettle and the reaction mixture
may be kept stirring for at least 20 hours at 105° C. (+/-10°
C.). Then, the temperature of kettle may be raised to 150° C.
(+/-20° C.) for at leas t 5 hours. After cooling, the silicone
fluid may be filtered through 0.5u filter before wiped-film
process. The resulting silicone fluid may have a refractive
index of about 1.47.

EXAMPLE 9

Preparation of Silicone Fluid with High Refractive
Index

A high refractive index (RI=1.523), high viscosity, hexavi-
nyl terminated silicone fluid was prepared as follows. To a
1000 mL preheated reaction kettle was charged 457.03 grams
of'octaphenylcyclotetrasiloxane at 105° C. (+/-10° C.). After
turning on the mechanical stirrer, the whole system was
purged with nitrogen for at least 30 minutes. Then, 340.84
grams of octamethylcyclotetra-siloxane and 2.15 grams of
hexavinyl disiloxane were added to the kettle. Then, 7.35
grams of tetramethylammonium siloxanolate were added ini-
tially to the kettle and the reaction mixture was kept stirring
for at least 3 hours at 105° C. (+/-10° C.) Then, an additional
2.04 grams of tetramethylammonium siloxanolate were
added to the mixture and the mixture was kept stirring for at
least 40 hours at 105° C. (+/-10° C.). The temperature of
kettle was raised to 150° C. (+/-20° C.) for at least 5 hours.
After cooling, the silicone fluid was filtered through 0.5 filter
before wiped-film process. The viscosity of this fluid was
around 78,000 cp and the refractive index was 1.523.

EXAMPLE 10

Preparation of Silicone Fluid with a Low Degree of
Polymerization

A hexavinyl terminated silicone fluid was prepared as fol-
lows. To a 1000 mL preheated reaction kettle was charged
259.77 grams of octaphenylcyclotetrasiloxane at 105° C. (+/
-10° C.). After turning on the mechanical stirrer, the whole
system was purged with nitrogen for at least 30 minutes.
Then, 199.23 grams of octamethylcyclotetra-siloxane and
46.4 grams of hexavinyl disiloxane were added to the kettle.
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Then, 3.06 grams of tetramethylammonium siloxanolate
were added initially to the kettle and the reaction mixture was
kept stirring for at least 3 hours at 105° C. (+/-10° C.). Then,
an additional 2.47 grams of tetramethylammonium siloxano-
late were added to the mixture, then another 1.50 grams, and
then the mixture was kept stirring for at least 40 hours at 105°
C. (+/-10° C.). The temperature of kettle was raised to 105°
C. (+/-20° C.) for at least 5 hours. After cooling, the silicone
fluid was filtered through 0.5u filter before wiped-film pro-
cess. The refractive index was 1.52. The sum of x+y+z (equal
to the degree of polymerization) was about 22. This silicon
fluid can be useful in formulating, for example, but not lim-
ited to, contact lens solutions and hair sprays.

EXAMPLE 11

Preparation of Silicone Fluid with a Low Degree of
Polymerization

A hexavinyl terminated silicone fluid was prepared as fol-
lows. To a 1000 mL preheated reaction kettle was charged
250.26 grams of octaphenylcyclotetrasiloxane at 105° C. (+/
-10° C.). After turning on the mechanical stirrer, the whole
system was purged with nitrogen for at least 30 minutes.
Then, 181.87 grams of octamethylcyclotetra-siloxane and
18.08 grams of hexavinyl disiloxane were added to the kettle.
Then, 2.70 grams of tetramethylammonium siloxanolate
were added to the kettle and the reaction mixture was kept
stirring for at least 40 hours at 105° C. (+/-10° C.). The
temperature of kettle was raised to 150° C. (+/-20° C.) for at
least 5 hours. After cooling, the silicone fluid was filtered
through 0.5 p filter before wiped-film process. The refractive
index was 1.53. The sum of x+y+z (equal to the degree of
polymerization) was equal to about 50. This silicon fluid can
be useful in formulating, for example, but not limited to,
contact lens solutions and hair sprays.

EXAMPLE 12

Preparation of Silicone Fluid with a Medium Degree
of Polymerization

A hexavinyl terminated silicone fluid was prepared as fol-
lows. To a 1000 mL preheated reaction kettle was charged
109.05 grams of octaphenylcyclotetrasiloxane at 105° C. (+/
-10° C.). After turning on the mechanical stirrer, the whole
system was purged with nitrogen for at least 30 minutes.
Then, 236.05 grams of octamethylcyclotetra-siloxane and
3.56 grams of hexavinyl disiloxane were added to the kettle.
Then, 2.00 grams of tetramethylammonium siloxanolate
were added to the kettle and the reaction mixture was kept
stirring for at least 40 hours at 105° C. (+/-10° C.). The
temperature of kettle was raised to 150° C. (+/-20° C.) for at
least 5 hours. After cooling, the silicone fluid was filtered
through 0.5u filter before wiped-film process. The refractive
index was 1.46. The sum of x+y+z (equal to the degree of
polymerization) was equal to about 248. This silicon fluid can
be useful in formulating, for example, but not limited to,
topical skin compositions such as skin creams and lotions.

EXAMPLE 13

Preparation of Silicone Fluid with a Degree of
Polymerization of 800

An example of synthesizing hexavinyl terminated silicone
fluid (B53) was described as follows: 571.60 grams of

15

25

40

45

55

60

65

24

octaphenylcyclotetrasiloxane (D4Ph) was placed in a pre-
heated 1000 mL reaction kettle at 105+10° C. After turning on
the mechanical stirrer, the system was purged with nitrogen
for at least 30 minutes. 425.95 grams of octamethylcyclotet-
rasiloxane (D4) and 2.55 grams of hexavinyl disiloxane were
added together to the kettle afterwards. Then 4.30 grams of
tetramethylammonium siloxanolate (N-cat) were added to
the kettle and reaction mixture were kept stirring for at least
24 hours at 105+£10° C. Then the temperature of kettle was
raised to 150£20° C. for at least 5 hours. After cooling, the
silicone fluid of refractive index 1.523 was filtered through
0.5u filter before a solvent washing process. A solvent wash-
ing process using isopropanol (IPA) and/or mixed solvents
was used to remove the volatile components from the above
silicone fluids. The degree of polymerization of this silicone
fluid was 800.

EXAMPLE 14

Preparation of Silicone Fluid with a Degree of
Polymerization of 600

An example of synthesizing hexavinyl terminated silicone
fluid (B54) was described as follows: 1142.94 grams of
octaphenylcyclotetrasiloxane (D4Ph) was placed in a pre-
heated 2000 mL reaction kettle at 105£10 ° C. After turning
on the mechanical stirrer, the system was purged with nitro-
gen for at least 30 minutes. 850.45 grams of octamethylcy-
clotetrasiloxane (D4) and 6.76 grams of hexavinyl disiloxane
were added together to the kettle afterwards. Then 5.52 grams
of tetramethylammonium siloxanolate (N-cat) were added to
the kettle and reaction mixture were kept stirring for at least
24 hours at 105+£10° C. Then the temperature of kettle was
raised to 150£20° C. for at least 5 hours. After cooling, the
silicone fluid of refractive index 1.522 was filtered through
0.5 filter before solvent washing process. A solvent washing
process using isopropanol (IPA) and/or mixed solvents was
used to remove the volatile components from the above sili-
cone fluids. The degree of polymerization of this silicone
fluid was 600.

EXAMPLE 15

Preparation of Silicone Fluid with a Degree of
Polymerization of 400

An example of synthesizing hexavinyl terminated silicone
fluid (B55) was described as follows: 570.79 grams of
octaphenylcyclotetrasiloxane (D4Ph) was placed in a pre-
heated 1000 mL reaction kettle at 105£10° C . After turning
on the mechanical stirrer, the system was purged with nitro-
gen for at least 30 minutes. 423.91 grams of octamethylcy-
clotetrasiloxane (D4) and 5.30 grams of hexavinyl disiloxane
were added together to the kettle afterwards. Then 2.75 grams
of tetramethylammonium siloxanolate (N-cat) were added to
the kettle and reaction mixture were kept stirring for at least
24 hours at 105+£10° C. Then the temperature of kettle was
raised to 150£20° C. for at least 5 hours. After cooling, the
silicone fluid of refractive index 1.522 was filtered through
0.5 p filter before solvent washing process. A solvent washing
process using isopropanol (IPA) and/or mixed solvents was
used to remove the volatile components from the above sili-
cone fluids. The degree of polymerization of this silicone
fluid was 400.

EXAMPLE 16

Preparation of Silicone Fluid with a Degree of
Polymerization of 550

An example of synthesizing hexavinyl terminated silicone
fluid (B60) was described as follows: 1142.95 grams of
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octaphenylcyclotetrasiloxane (D4Ph) was placed in a pre-
heated 2000 mL reaction kettle at 105+£10° C. After turning on
the mechanical stirrer, the system was purged with nitrogen
for at least 30 minutes. 850.00 grams of octamethylcyclotet-
rasiloxane (D4) and 7.38 grams of hexavinyl disiloxane were
added together to the kettle afterwards. Then 3.89 grams of
tetramethylammonium siloxanolate (N-cat) were added to
the kettle and reaction mixture were kept stirring for at least
24 hours at 105+£10° C. Then the temperature of kettle was
raised to 150+£20° C. for at least 5 hours. After cooling, the
silicone fluid of refractive index 1.525 was filtered through
0.5u filter before solvent washing process. A solvent washing
process using isopropanol (IPA) and/or mixed solvents was
used to remove the volatile components from the above sili-
cone fluids. The degree of polymerization of this silicone
fluid was 550.

EXAMPLE 17

Preparation of Silicone Fluid with a Degree of
Polymerization of 125

An example of synthesizing hexavinyl terminated silicone
fluid (B76) was described as follows: 568.72 grams of
octaphenylcyclotetrasiloxane (D4Ph) was placed in a pre-
heated 1000 mL reaction kettle at 105£10° C . After turning
on the mechanical stirrer, the system was purged with nitro-
gen for at least 30 minutes. 415.61 grams of octamethylcy-
clotetrasiloxane (D4) and 16.22 grams of hexavinyl disilox-
ane were added together to the kettle afterwards. Then 2.64
grams of tetramethylammonium siloxanolate (N-cat) were
added to the kettle and reaction mixture were kept stirring for
atleast 24 hours at 105£10° C. Then the temperature of kettle
was raised to 150+20° C. for at least 5 hours. After cooling,
the silicone fluid was filtered through 0.5 filter before sol-
vent washing process. A solvent washing process using iso-
propanol (IPA) and/or mixed solvents was used to remove the
volatile components from the above silicone fluids. The
degree of polymerization of this silicone fluid was 125.

EXAMPLE 18

Preparation of Silicone Fluid with a Degree of
Polymerization of 1000

A typical example of synthesizing hexavinyl terminated
silicone fluid (B81) was described as follows: 571.65 grams
of octaphenylcyclotetrasiloxane (D4Ph) was placed in a pre-
heated 1000 mL reaction kettle at 105+£10° C. After turning on
the mechanical stirrer, the system was purged with nitrogen
for at least 30 minutes. 426.56 grams of octamethylcyclotet-
rasiloxane (D4) and 2.03 grams of hexavinyl disiloxane were
added together to the kettle afterwards. Then 2.94 grams of
tetramethylammonium siloxanolate (N-cat) were added to
the kettle and reaction mixture were kept stirring for at least
24 hours at 105+£10° C. Then the temperature of kettle was
raised to 150+£20° C. for at least 5 hours. After cooling, the
silicone fluid was filtered through 0.5u filter before solvent
washing process. A solvent washing process using isopro-
panol (IPA) and/or mixed solvents was used to remove the
volatile components from the above silicone fluids. The
degree of polymerization of this silicone fluid was 1000.

A solvent washing process using isopropanol (IPA) and/or
mixed solvents was used to remove the volatile components
from the above silicone fluids. As could be expected, the
viscosity of the solution increased somewhat after the purifi-
cation.
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Optional Addition of UV blocker: Below, 0.25 grams of
2-(3'-t-butyl-2'-hydroxy-5'-vinyl-phenyl)-5-chlorobenzot-
riazole (UVAM) was added to 100 grams of the above purified
silicone fluids (0.25 mass %). The dispersion was mixed
(FlackTek) and then placed into a 1001 oven for 1 days until
the UVAM as completely dissolved.

Several different types of platinum catalyst such as plati-
num carbonyl cyclovinylmethylsiloxane complex, platinum
cyclovinylmethylsiloxane complex, platinum octanalde-
hyde/octanol complex, etc. could all be used, depending on
the pot life required in conjunction with the silicone fluids
described above in Examples 13-18 to form Part A. For the
instant Examples, 0.01% to 0.5% of platinum catalyst was
added to the vinyl terminated silicon with UVAM and mixed
by centrifuging.

Part B may be prepared by mixing vinyl silicone fluid with
either nonpolymeric X-linkers such as phenyltris(dimethyl-
siloxy)silane, tetrakis(dimethylsiloxy)silane, 1,1,3,3-tetrai-
sopropyldisiloxane, 1,1,3,3-tetramethyldisiloxane, 1,1,4,4-
tetramethyldisilethane bis(dimethylsilyl)ethane, 1,1,3,3-
tetramethyldisilazane etc. or hydride terminated polymeric
X-linkers with different molecular weights such as DMS-
HO03, DMS-H11 to DMS-H41,HDP-111, HPM-502 etc. from
Gelest or nonhydride terminated polymeric X-linkers such as
XL-103, XL-110, XL-111, XL-112, XL-115 from Nusil and
HMS-013, HMS-031, HMS-082, HMS-301, HMS-991 etc.
from Gelest. Other X-linkers such as hydride Q resins could
also be added to improve the mechanical properties of the
gels. The softness of the final gel formulations depended on
the relative amount of X-linker to vinyl silicone fluid. i.e. H/V
(hydride/vinyl) ratio.

It will be understood by one of ordinary skill in the art that
the above materials could also be put together to prepare the
desired gel materials in one single reaction. The typical pro-
cedure would be as follows: ingredients in Part B were
weighed and mixed with silicone fluid first, then the appro-
priate amount of platinum catalyst was added to the above
mixture and mixed again before curing.

The following examples demonstrated the flexibility of the
molecular design to get the desired properties of the silicone
gel formulations:

EXAMPLE 19

Part A was prepared by adding 0.1999 grams of platinum
carbonyl cyclovinylmethylsiloxane complex to 80 grams of
purified B54 silicone fluid (see’ Example 14) with 0.25%
UVAM. This mixture was well mixed by high speed centri-
fuging (3300 rpm) for at least two times with 30 seconds each
time. Part B was prepared by adding 0.9135 grams of phe-
nyltris(dimethylsiloxy)silane and 0.1676 grams of Hydride Q
Resin, HQM 107 (both from Gelest) to 80 grams of B54
silicone fluid and well mixed by centrifuge. 5 grams of each
Part A and Part B of the above fluids were well mixed with a
theoretical Hydride/vinyl (H/V) ratio 0of=0.7. This silicone
mixture was then poured into the metal mold and molded at
150° C. for 10 minutes. The molded discs were Soxhlet
extracted by IPA for 5 days and dried in a vacuum oven
thoroughly before measurement of the modulus.

The following examples demonstrate the preparation of
silicone gel with one-shot formulation of silicone fluids with
different DP, but with the same catalyst concentration and
fixed H/V ratio of 0.7. Table 2, summarizing their modulus
and % extractables follows these examples.

EXAMPLE 20

0.0435 grams of phenyltris(dimethylsiloxy)silane and
0.0079 grams of Hydride Q Resin, HQM 107 (both from
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Gelest) were first added to the mixing cup. 9.94 grams of
purified B53 silicone fluid (Example 13) were then added and
centrifuged at 3300 rpm for 3 minutes. 0.0127 grams of
platinum carbonyl cyclovinylmethylsiloxane complex was
added as a catalyst to the above mixture and centrifuged for
additional one minute. Then silicone mixture was poured into
the metal mold and the molded at 150° C. for 10 minutes. The
molded discs were Soxhlet extracted by IPA for 5 days and
dried in the vacuum oven thoroughly before modulus mea-
surement.

EXAMPLE 21

0.0343 grams of phenyltris(dimethylsiloxy)silane and
0.0062 grams of Hydride Q Resin, HQM 107 (both from
Gelest) were added to the mixing cup. 9.94 grams of purified
B81 silicone fluid (Example 18) were then added and centri-
fuged at 3300 rpm for 4 minutes. 0.0125 grams of platinum
carbonyl cyclovinylmethylsiloxane complex was added as a
catalyst to the above mixture and centrifuged for additional
one minute. Then silicone mixture was poured into the metal
mold and the molded at 150° C. for 10 minutes. The molded
discs were Soxhlet extracted by IPA for 5 days and dried in the
vacuum oven thoroughly before modulus measurement.

EXAMPLE 22

0.2731 grams of phenyltris(dimethylsiloxy)silane and
0.0499 grams of Hydride Q Resin, HQM 107 (both from
Gelest) were added to the mixing cup, 9.66 grams of purified
B76 silicone fluid (Example 17) were then added and centri-
fuged at 3300 rpm for 3 minutes. 0.0127 grams of platinum
carbonyl cyclovinylmethylsiloxane complex was added as a
catalyst to the above mixture and centrifuged for additional
one minute. Then silicone mixture was poured into the metal
mold and the molded at 150° C. for 10 minutes. The molded
discs were Soxhlet extracted by IPA for 5 days and dried in the
vacuum oven thoroughly before modulus measurement.

EXAMPLE 23

0.0857 grams of phenyltris(dimethylsiloxy)silane and
0.0157 grams of Hydride Q Resin, HQM 107 (both from
Gelest) were added to the mixing cup, 9.89 grams of purified
B55 silicone fluid (Example 15) were then added and centri-
fuged at 3300 rpm for 3 minutes. 0.0125 grams of platinum
carbonyl cyclovinylmethylsiloxane complex was added to
the above mixture and centrifuged for additional one minute.
Then silicone mixture was poured into the metal mold and the
molded at 150° C. for 10 minutes. The molded discs were
Soxhlet extracted by IPA for 5 days and dried in the vacuum
oven thoroughly before modulus measurement.

Modulus of these discs (before and after extraction) was
measured using Q800 DMA (TA Instruments). Diameter and
thickness of the sample was measured using optical compara-
tor. After loading sample on the holder, temperature of the
system was raised to 35° C. and equilibrium for 5 minutes
before testing. Ramp force was applied to the disc at 1 N/min
to the maximum of 9 Newton. Modulus was determined by
the slope of two elongations points (roughly from 2% to
8%range) from the curve. Compression modulus before and
after 5 days Soxhlet extraction and the % extractables were
summarized in the following table.
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TABLE 2

Modulus and % extractables of silicone materials
made of silicone fluids with different DP

DP125 DP400  DP550 DP600 DP800 DP1000
(B76) (B55) (B60)  (B54) (B53) (BRl1)
Initial 714 = 155 = 68 = 39 = 15 = Too
mod- 66 7 2 2 1 soft
ulus (N=6) (N=6) (N=6) (N=6) (N=6)
(kPa)
Mod- Crack 188 = 82 = 49 = 21 = Too
ulus 5 2 3 1 soft
after 5 (N=6) (N=6) (N=6) (N=2)
Days
Soxhlet
Extrac-
tion
(kPa)
% 4.4% 13.0 = 119+ 128+ 123+ 105=
Extract- (Average 0.3 0.4 0.7 0.4 0.0
able of 6) (N=3) (N=6) (N=3) (N=3) (N=2)

Silicone materials useful for the present application will
ideally have a modulus of <100 kPa. This will provide maxi-
mum strength while permitting injection and accommoda-
tion. Based on the above results, silicone materials with desir-
able modulus should prepared from silicone fluid of DP in the
range of approximately 500 or greater than 500 or approxi-
mately 600 to about 800 or less than 1000. This range will
likely also be useful in other fields, e.g., drug delivery, breast
or other body implants, etc.

Unless otherwise indicated, all numbers expressing quan-

tities of ingredients, properties such as molecular weight,
reaction conditions, and so forth used in the specification and
claims are to be understood as being modified in all instances
by the term “about.”” Accordingly, unless indicated to the
contrary, the numerical parameters set forth in the specifica-
tion and attached claims are approximations that may vary
depending upon the desired properties sought to be obtained.
Atthe very least, and not as an attempt to limit the application
of'the doctrine of equivalents to the scope of the claims, each
numerical parameter should at least be construed in light of
the number of reported significant digits and by applying
ordinary rounding techniques. Notwithstanding that the
numerical ranges and parameters setting forth the broad
scope are approximations, the numerical values set forth in
the specific examples are reported as precisely as possible.
Any numerical value, however, inherently contains certain
errors necessarily resulting from the standard deviation found
in their respective testing measurements.
The terms “a,” “an,” “the” and similar referents used herein
(especially in the context of the following claims) are to be
construed to cover both the singular and the plural, unless
otherwise indicated herein or clearly contradicted by context.
Recitation of ranges of values herein is merely intended to
serve as a shorthand method of referring individually to each
separate value falling within the range. Unless otherwise
indicated herein, each individual value is incorporated into
the specification as if it were individually recited herein. All
methods described herein can be performed in any suitable
order unless otherwise indicated herein or otherwise clearly
contradicted by context. The use of any and all examples, or
exemplary language (e.g., “such as”) provided herein is
intended merely to better illuminate and do not pose a limi-
tation on the scope otherwise claimed. No language in the
specification should be construed as indicating that any non-
claimed element is essential to the embodiments disclosed
herein.
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Groupings of alternative elements or embodiments dis-
closed herein are not to be construed as limitations. Each
group member may be referred to and claimed individually or
in any combination with other members of the group or other
elements found herein. It is anticipated that one or more
members of a group may be included in, or deleted from, a
group for reasons of convenience and/or patentability. When
any such inclusion or deletion occurs, the specification is
deemed to contain the group as modified thus fulfilling the
written description of all Markush groups used in the
appended claims.

Certain embodiments are described herein, including the
best mode, if known to the inventors at the time of filing. Of
course, variations on these described embodiments will
become apparent to those of ordinary skill in the art upon
reading the foregoing description. The inventor expects
skilled artisans to employ such variations as appropriate.
Practice of modifications and equivalents of the subject mat-
ter recited in the claims is expected. Moreover, any combina-
tion of the above-described elements in all possible variations
thereof is encompassed herein unless otherwise indicated or
otherwise clearly contradicted by context.

Furthermore, references have been made to patents and
printed publications throughout this specification. Each of the
above-cited references and printed publications individually
are incorporated herein by reference in their entirety.

In closing, it is to be understood that the embodiments
disclosed herein are for illustrative purposes. Other modifi-
cations may be employed and are within the scope of the
claims. Thus, by way of example, but not of limitation, alter-
native configurations may be utilized in accordance with the
teachings herein. Accordingly, the teachings herein are not
limited to that precisely as shown and described.

We claim:
1. A method of forming an elastomeric article of manufac-
ture comprising;
a. providing polymers having a general structure of for-
mula 1, wherein said polymer comprises at least one
pendent vinyl group,

Formula 1
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-continued

Ti—O
\ b/
z

wherein the sum of m and nis X, X ranges from O to less than
1000, y ranges from 0 to about 500, and z ranges from 0
to about 500, the sum ofx, y, and z is from about 500 to
less than 1000, R'-R® are each independently CH,, C H.
or CH—=CH,, if m is greater than zero, at least one of R*
or R® must be CH—=CH,, and

wherein more than two of R*, R? R?, R, R7, or R® are

CH—CH,

b. providing a nonpolymeric cross-linker;

c. providing a catalyst;

d. combining said polymer, said cross-linker and said cata-

lyst to form a polymeric mixture; and

e. curing said polymeric mixture;

wherein at least a portion of said elastomeric article of

manufacture is formed, said polymeric mixture com-
prises a hydride to vinyl ratio ranging from about 0.5:1 to
about 1.5:1.

2. The method according to claim 1, wherein said article of
manufacture is selected from the group consisting of
intraocular lenses, corneal implants, contact lenses, ocular
lenses, body augmentation implants, medical device coatings
and breast implants.

3. The method according to claim 1, wherein said article of
manufacture is capable of controlled release of a therapeutic
agent.

4. The method according to claim 1, wherein the cross-
linker is selected from the group consisting of phenyltris
(dimethylsiloxy)silane, 1,1,3,3-tetraisopropyldisiloxane,
1,1,3,3-tetramethyldisiloxane, 1,1,4,4-tetramethyldisile-
thane, bis(dimethylsilyl)ethane, 1,1,3,3-tetramethyldisila-
zane, and tetrakis(ditnethylsiloxy)silane.

5. The method according to claim 1, wherein said polymer
comprises an average of three or more vinyl terminations.

6. The method according to claim 1, wherein said polymer
is hexavinyl terminated.

7. The method according to claim 1, wherein a molar ratio
of m+n+y+z=1; m=about 0 to about 0.01; n=about 0.6 to
about 0.9; y=about 0.07 to 0.55; and z=about 0.0 to about 0.9.
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